
PCT/GB 2004 / 0 Q I 5 6 0 




I Office I 



INVESTOR IN PEOPLE 



The Patent Office 
Concept House 



PRIORITY DOCUMENT 



SUBMITTED OR TRANSMITTED IN 
COMPLIANCE WITH 
RULE 17.1(a) OR. (b) 



Cardiff Road 
Newport 
South Wai<»s 




Wd 2 0 SEP 2004 



WIPO 



PCT 



I, the undersigned, being an officer duly authorised in accordance with Section 74(1) and (4) 
of the Deregulation & Contracting Out Act 1994, to sign and issue certificates on behalf of the 
Comptroller-General, hereby certify that annexed hereto is a true copy of the documents as 
originally filed in connection with the patent application identified therein. 



In accordance with the Patents (Companies Re-registration) Rules 1982, if a company named 
in this certificate and any accompanying documents has re-registered under the Companies Act 
1980 with the same name as that with which it was registered immediately before re- 
registration save for the substitution as, or inclusion as, the last part of the name of the words 
"public limited company" or their equivalents in Welsh, references to the name of the company 
in this certificate and any accompanying documents shall be treated as references to the name 
with which it is so re-registered. 



In accordance with the rules, the words "public limited company" may be replaced bv P.l.c. 
pic, P.L.C. or PLC. 



Re-registration under the Companies Act does not constitute a new legal entity but merely 
subjects the company to certain additional company law rules. 



Dated 19 August 2004 



Signed 




BEST AVAILABLE COPY 



Patents Form 1/77 

Patei**«-^t 1977 

(Ruk\ ! 

- 8 APR 2003 


• - • 

r 

The 

Patent 
Office 


08APR03 E7? 

mnm o, 


00-0308028^0 $ 8 

jL / i § 


Request for grant of a patent 

(See the notes on the back of this form. You can also get 
an explanatory leaflet from the Patent Office to help you 
fill in tills form) 


THE PATENT OFFICE 
G 

- § APR 2003 




The Patent Office 
Cardiff Road 
Newport 
South Wales 
NP10 8QQ 


1 . Your reference P3037 13GB 


2. Patent application number 
(The Patent Office will Jill in this part) 


0308028.0 




3. Full name, address and postcode of the or of University of Warwick 

each applicant (underline all surnames) Gibbet Hill Road 

Coventry 
CV4 7AL 
United Kingdom 

Patents ADP number (if you know it) 






If the applicant is a corporate body, give the / . * 
country/state of its incorporation (/jk 






4. Title of the invention Directional Impact Failure Material 


5. Name of your agent (if you have one) 

"Address for service" in the United Kingdom WITHERS & ROGERS 

to which all correspondence should be sent m Urt 

(including the postcode) GoldingS HOUSe 

2 Hays Lane 
London 
SE1 2HW 






Patents ADP number (if you know it) 1776001 */ 






6. If you are declaring priority from one or more 
earlier patent applications, give the country and 
the date of filing of the or each of these earlier 
applications and (if you know it) the or each 
application number 


Country Priority application number 

(if you know it) 


Date of filing 

(day / month /year) 


7. If this application is divided or otherwise 
derived from an earlier UK application, give 
the number and the filing date of the earlier 
application 


Number of earlier application 




Date of filing 

(day / month /year) 


8. Is a statement of inventorship and of right to 



grant of a patent required in support of this 
request? (answer 'Yes' if: 

a) any applicant named in part 3 is not an inventor, or 

b) there is an inventor who is not named as an applicant, YES 
or 

c) any named applicant is a corporate body. 
See note (d)) 



Patents Form 1/77 



Patents Form 1/77 



9. F-*»r the number of sheets for any of the 
L jwing items you are filing with this form. 
Do not count copies of the same document 

Continuation sheets of this form 
Description 



Claimft) 


2 


Abstract 




Drawing (s) 




10. If you are also filing any of the following, state 
how many against each item. 




Priority documents 




i ransiations ot pnonty documents 




Statement of inventorship and 
right to grant of a patent (Patents Form 7/77) 




Request for preliminary examination 
and search (Patents Form 9/77) 




Request for substantive examination 
(Patents Form 10/77) 




Any other documents 

(please specify) 




11. 


I/We request the grant of a aatent on the basis of this application. 
Signature^/j^_^ / // ^ Date f-.<f-. 0 -j 


12. Name and daytime telephone number of 
person to contact in the United Kingdom 


KeKn Tart 0 1 2 1/45 3 900 


Warning * — 



rnZT °W hcM0 "f° ra P ate * h f been filed, the Comptroller of the Patent Office will consider whether publication or 
communication of the invention should be prohibited or restricted under Section 22 of the Patents Act 1977 You will be 
informed if it is necessary to prohibit or restrict your invention in this way. Furthermore, if you live in the United Kingdom 

P^^P he f MemA V 9 J 7S Tr fr r ******* 'P^^^^fi^^^^^S^ the 
imwrt J* fu S m a f pc ° tlon n <™ been filed at least six weeks beforehand in the United Kingdom for a patent for the same 
ZoTd "° direCtlon P rohibmn Z Plication or communication has been given, or any suchdirection has been 



Notes 

a) If you need help to fill in this form or you have any questions, please contact the Patent Office on 0645 500 505 

b) Write your answers in capital letters using black ink or you may type them 

c) If there is not enough space for all the relevant details on any part of this form, please continue on a separate sheet of 
paper andwrite see continuation sheet" in the relevant part(s). Any continuation sheet should be attached to this form. 

d) If you have answered 'Yes ' Patents Form 7/77 will need to be filed 

e) Once you have filled in the form you must remember to sign and date it. 

f) For details of the fee and ways to pay please contact the Patent Office. 



Patents Form 1/77 



Lamiaaate Materia! 

This invention relates to a laminate material made from thermoplastic polymers the impact 
strength of which depends upon the direction of impact; and to a method of making such a 
material. 

Thermoplastic polymer materials are widely used in manufactured goods. Some such 
materials ; such as polycarbonates are very tough and are used extensively in the 
manufacturing industries. For example; polycarbonates are used for glazing applications 
where they' have been found to provide excellent intruder resistance. However, in such 
applications the use of such a tough material hinders escape in an emergency; for example, 
from a crashed vehicle. There is therefore a need for materials that exhibit directional impact 
properties; that is varying strength on each face; for example, in sheet form such a material 
may be broken more easily by impacting the inner face than by impacting the outer face. 
Thus, vehicle glazing made of such a material could be relatively easy to break from the 
inside while retaining its normal strength in respect to outside impacts. 

It is an object of this invention to provide a laminate thermoplastic polymer material with 
directional impact properties. It is a further object to provide a method for manufacturing 
such a material where the degree of weakness on a selected face can be controlled by 
appropriate selection of manufacturing process conditions. 

In one aspect the invention is a laminate material comprising two components, a first 
thermoplastic polymer substrate and a second thermoplastic polymer film; wherein the film 
and substrate are directly bonded one to another and where substantially one face or side only 
of the substrate is laminated with film; and the film has many small flaws generated as a 
result of the manufacturing process such that in use the resistance of the substrate to a 
localised impact on a non-laminated face is significantly reduced by the presence of the flaws 
in the film layer. 

In another aspect the invention is a laminate material comprising two components, a first 
thermoplastic polymer substrate and a second thermoplastic polymer blown film; wherein the 
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film and substrate are directly bonded one to another and where substantially one face or side 
of the substrate only is laminated with film; such that in use the resistance of the substrate to 
a localised impact on a non-laminated face is significantly reduced by the presence of the film 
layer. Preferably the polymer blown film is impact modified. 

In a further aspect the invention comprises a method of making the above laminate material 
where thermal bonding is used to directly bond a first thermoplastic polymer substrate and a 
second thermoplastic impact modified polymer blown film. Preferably, the directional impact 
properties of the material are controlled by adjusting the strength of the thermal bonding. The 
temperature and/or pressure applied to bond the film and substrate may be varied in order to 
adjust the strength of the thermal bonding, Preferably, the thermoplastic polymer substrate is 
a polycarbonate material and the thermoplastic impact modified polymer blown film is a 
highly rubberised blown acrylic film. The thickness of the blown film may be between 50 
and 250 um and is preferably about 100 um. 

Typically, the material may be manufactured in sheet form. However, the invention may also 
be used where the material is shaped and has varying thickness; for example a vehicle 
windscreen. The material of the invention may optionally have added weathering materials or 
colouring agents. 

The material of the invention has many advantageous safety applications; for example, 
glazing windows and partitions in vehicles and also domestic/commercial applications such 
as glazing in windows or showers enclosures in the home; where escape in an emergency is 
an important issue. 

The invention will now be described by reference to the following figures; 

Figure 1 shows schematically the main features of known apparatus used for 
manufacturing blown film; 

Figures 2a and 2b show schematically a laminated sheet according to the invention 
before and during a localised impact; and 



P303713GB 



3 

f 

Figure 3 is a bar chart that shows the impact resistance of unlaminated polycarbonate 
sheet material, and laminated polycarbonate sheet material (from both sides) prepared 
according to the method of the invention described in Example 1 . 

In order to achieve the desired directional impact properties it has been found that it is much 
preferred to use a blown film/layer. However, a layer produced by other means such as simple 
extrusion may also be used provided that many small surface flaws are present. Preferably, 
blown film is impact modified; that is it has been toughened, typically by adding rubberising 
agents. In the film blowing process (see Figure 1) plastic melt passes through an extruder (E) 
and a die (T) - that forms it into an annular shape, usually directed upwardly. A molten plastic 
tube emerges from the die and, this is subjected to both a moderate internal air pressure 
generated by process air introduced via an air inlet (A), and a longitudinal force via take-off 
rolls (R'). The tube is cooled by air from an external air ring (R). Under these conditions the 
molten tube gradually expands into a larger diameter stable solid cylindrical "bubble" beyond 
the 'freeze' line (F). The bubble is gradually flattened in a collapsing device (C), which 
consists of a pair of converging, ladder-like sets of idler rolls, and thereafter by the take-off 
rolls (R) where it is handled as a thin flat film. 

It has been found that blown film has many small flaws in its surface. These flaws play a vital 
role in achieving the object of the invention. When the non-laminated side of a material 
laminated according to the invention suffers a localised impact of sufficient intensity the 
surface of the film is put into tension (see Figures 2a and 2b) upon impact and flaws present 
in surface of the blown film, especially in the locality of the impact, will open to form a 
crack. A crack may be initiated at a very low energy level and the crack will then propogate 
backwardly first through the film and then to through the directly bonded substrate, with 
relative ease. 

In simple terms, the blown film 'tears' easily in tension and the crack then propagates rapidly 
through the sample, causing brittle failure. This effect is most pronounced for localised 
impacts (as produced by sharp objects). If the impact is from a blunt object it will normally 
be spread over a larger area, and failure will not occur so readily. This property is particularly 
advantageous for glazing applications, where a single blow by a key/stilleto heel/hammer is 

P303713GB 



4 

likely to induce failure, but a blow from an elbow or head would not. Thus, safety would not 
be compromised during an accident, but escape would be assisted after an accident. 

It has been found most advantageous to employ an impact modified material for the blown 
film; typically a highly rubberised acrylic blown film. During a low energy level impact on 
the film face, the surface of the highly rubberised film is put into a compressive state by the 
impacting object and any flaws are effectively closed. A crack in the blown film is not 
initiated until a medium-to-high energy level is reached due to the cushioning effect of the 
compressed rubber molecules. The use of an impact modified blown film material, rather than 
simply a blown film material, advantageously results in the impact strength of the film face 
up side of the material being only marginally less than substrate alone (un-laminated 
material). 

For a crack to progress through a medium it has to have sufficient energy at the crack tip to 
propagate. There must also be a continuing medium for the crack to travel through, i.e. good 
adhesion at the interface. If there is not good adhesion at the interface then delamination may 
occur; the crack tip is blunted and cannot continue through the sample. This phenomenon is 
known as c film-debonding' and is caused by low interface toughness compared to that of the 
film and the substrate. 

The following Examples detail methods for producing a sheet of material according to the 
invention. While in Examples 1 and 2 injection moulding was used to thermally bond the 
substrate and the blown film it has been found that other laminating process can be used such 
as co-extrusion, calendering etc.. 

Example 1 

Seven samples were manufactured using conventional injection moulding. A 'blown' impact 
modified rubberised acrylic film was laid in a mould cavity, comprising a simple flat plaque, 
measuring 150 mm x 150 mm x 3 mm, with a conventional runner and gate system. The film 
used was 100 (am thickness and was supplied by Polymer Extruded Products, 297 Ferry 
Street, Newark, New Jersey 07105. 
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Molten Polycarbonate was back-injected onto the film. The polycarbonate grade was Bayer 
Makrolon AL2647 (supplied by Bayer GmbH, Germany). The process settings (see Table 1) 
were such that full mould fill and packing were obtained. 

Finally, the samples were removed from the machine, the sprue and gates removed and then 
impact tested. 

Table 1 - Process Data 

Barrel Temperatures: 260° C to 280° C 

Injection Temperature: 280 °C 

Tool Temperature: 30 °C 

Metering: - 92mm 

Screw Speed: - lOOrpm 

Back Pressure: - 5 bar 

Injection Speed: - 35 mm/s 

Injection Pressure: - 175 bar 

Changeover: - 5mm 

Holding Time: - 15s 

Holding Pressure: - 30 bar 

Testing of Samples produced by Example 1 

The samples produced via the method above were impact tested in two ways, the first with 
the film face up (i.e. film on the impact side) and secondly with the film face down (i.e. film 
opposite the impact face). 

The impact tests used a Pneumatic Dart Impact machine equipped that complies with ASTM 
D3763-99 and a 12.5 mm radius hemispherical impact dart was used. The flat samples were 
placed in the clamp zone of the Dart Impact machine. When the safety door shuts the test 
pieces are hydraulically clamped in position. When the test is initiated the dart is fired 
downwards through the sample. The trials were conducted in accordance with ASTM 
D3763-99. 

Three sets of samples were tested (see Table 1). Samples 1 to 7 relate to polycarbonate with 
no blown film laminate; Samples 8 to 14 relate to samples laminated according to the 
invention impacted upon the film face; and Samples 15 to 21 refers to samples laminated 
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according to the invention an impact tested on the non-film face. The samples were impacted 
using an initial dart height of 40 mm and an impact velocity of 4 ms" 1 . A computer logged 
data for post-test analysis. For these data the total energy absorbed by the component before 
failure along with observations of the manner of failure, i.e. brittle or ductile was logged. 
Impact tests were also conducted with unlaminated polycarbonate in order to provide a 
reference. The results are illustrated in Figure 3. 

It can be seen that the blown film face up samples exhibited impact failure energy levels (58 
Joules to 73 Joules) only slightly less than for un-laminated polycarbonate samples (73 Joules 
to 87 Joules) of similar dimension; both failing in a ductile manner. However, a significantly 
lower energy of 1.7 Joules to 6.1 Joules was required when the sample was impacted on the 
polycarbonate face side (film face down) and the samples failed in a brittle manner. 

Similar experiments have also been undertaken with another commercial grade acrylic; 
Oroglas DRT ™ (available from Atofina - UK Head Office, Globe House, Bayley Street, 
Stalybridge, Cheshire SKI 5 1PY, United Kingdom) 

It is believed that when a sample is impacted upon the film face, the film is placed into 
compression and any flaws effectively close and so do not initiate cracks and so the toughness 
and ductility of the polycarbonate is maintained. 
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Table 1 - Impact Strength Test Data 



! Sample 


Impacted Upon Peak Load 


Failure 


Total Energy 


Number 




(N) 


Mechanism 


Absorbed (J) 


i 
i 


No Film 


6519 


Ductile 


72.91 


z 


No Film 


6860 


Ductile 


80.90 




No Film 


6875 


Ductile 


79.96 


4 


No Film 


6947 


Ductile 


80.80 


J 


No Film 


6926 


Ductile 


78.88 


(1 
O 


No Film 


6675 


Ductile 


84.41 


/ 


No Film 


6800 


Ductile 


86.71 


o 
O 


Film Face 


6436 


Ductile 


63.57 


Q 


Film Face 


6403 


Ductile 


63.81 


1U 


Film Face 


6155 


Ductile 


57.89 


1 1 
1 1 


Film Face 


5616 


Ductile 


64.33 




Film Face 


6493 


Ductile 


72.50 


i 


Film Face 


6070 


Ductile 


61.23 


1 A 

14 


Film Face 


6319 


Ductile 


67.66 i 


15 


Non Film Face 


1048 


Brittle 


2.17 


16 


Non Film Face 


663 


Brittle 


L68 


17 


Non Film Face 


1163 


Brittle 


4.89 


18 


Non Film Face 


688 


Brittle 


1.78 


19 


Non Film Face 


1433 


Brittle 


6.08 


20 


Non Film Face 


998 


Brittle 


5.01 


21 


Non Film Face 


904 


Brittle 


3.71 



Example 2 

By lowering the processing temperature of the polycarbonate material used for the substrate 
from 280° C to 260° C was found that it was possible to produce some samples that exhibited 
higher non film side impact strength than those discussed above, but still significantly lower 
than unlaminated polycarbonate components (see Table 2). 

Closer inspection of the test pieces after impact testing revealed different failure 
characteristics. Firstly when impacted on the polycarbonate side samples failed in a ductile 
manner, similar to when the samples of Example 1 were impacted on the film side, and in 
contrast to the dramatic brittle 'explosion' failure observed for polycarbonate side tests 
undertaken (Example 1). Secondly, film in the area of the impact was severely stressed and 
de-laminated from the PC substrate in small pieces. 
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Thus, the level of energy required to induce failure can be increased or decreased by 
controlling the level of adhesion (direct bonding) between the film and the substrate; 
effectively using the film-substrate interface as a crack inhibitor. High interfacial adhesion 
means that the crack is able to propagate easily across the interface ; while low interfacial 
adhesion means that the crack has difficulty in crossing the interface as the film debonds from 
the substrate. 

The interfacial strength of the thermal bond between the substrate and the blown film may be 
controlled by varying other process conditions such as injection temp, injection speed, 
holding pressure etc. 



Table 2 



Sample Number 


Impacted Upon 


Peak Load (N) 


Total Energy 
Absorbed (J) 


1 


Non-Film Face 


5627 


42.06 


2 


Non-Film Face 


5709 


43.17 




Non-Film Face 


5490 


41.24 


4 


Non-Film Face 


5567 


41.78 


5 


Non-Film Face 


5740 


43.30 


6 


Non-Film Face 


5612 


41.98 


7 


Non-Film Face 


5730 


43.22 
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CLAIMS 

1. A laminate material comprising two components, a first thermoplastic polymer substrate 
and a second thermoplastic polymer film; wherein the film and substrate are directly 
bonded one to another and where substantially one face or side only of the substrate is 
laminated with film; and the film has many small flaws generated as a result of the 
manufacturing process such that in use the resistance of the substrate to a localised impact 
on a non-laminated face is significantly reduced by the presence of the flaws in the film 
layer. 

2. A laminate material comprising two components, a first thermoplastic polymer substrate 
and a second thermoplastic polymer blown film; wherein the film and substrate are 
directly bonded one to another and where substantially one face or side of the substrate 
only is laminated with film; such that in use the resistance of the substrate to a localised 
impact on a non-laminated face is significantly reduced by the presence of the film layer. 

3. A laminate material according to Claim 2 wherein the polymer blown film is impact 
modified. 

4. A method of making a material according to any of Claims 1 or 3 where thermal bonding 
is used to directly bond the film and substrate. 

5. A method according to Claim 4 wherein the directional impact properties of the material 
.are controlled by adjusting the strength of the thermal bonding. 

6. A method according to Claim 5 where the temperature and/or pressure applied to bond 
the film and substrate are varied in order to adjust the strength of the thermal bonding, 

7. A method according to any of Claims 4 to 6 wherein the thermoplastic polymer substrate 
is a polycarbonate material. 

8. A method according to any of Claims 4 to 7 wherein the film is a blown acrylic film. 



P303713GB 



10 



9. A method according to any of Claims 4 to 8 wherein the film is between 50 and 250 jam 
thickness. 

10. A method according to any of Claims 4 to 8 wherein the film is between 75 and 125 |um 
thickness, 

1 1 . A material made according to the method of any of Claims 4 to 10. 

12. A material according to Claim 1, 2, 3 or 1 1 where the material is in the form of a sheet. 

13. A laminate material comprising two components, a first layer and a second thermoplastic 
polymer layer, bonded to one another; the second layer having a lower resistance to a 
localised impact than the first layer prior to bonding; but wherein an impact against the 
face of the first layer of the laminate enables breakage of the laminate material with a 
lower impact energy than that required to enable breakage of said first layer prior to 
bonding. 
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Laminate Material 

A laminate material comprising two components, a first thermoplastic polymer substrate and 
a second thermoplastic polymer blown film; wherein the film and substrate are directly 
bonded one to another and where substantially one face or side of the substrate only is 
laminated with film; such that in use the resistance of the substrate to a localised impact on a 
non-laminated face is significantly reduced by the presence of the film layer. 

(Figure 2) 
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Figure 3 - Bar Chart showing Impact Resistance off Samples prepared according to the 
Invention compared with Un-laminated Substrate 
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